Au(III) and Pd(II) chloride complexes with N(1),O-chelating 2-acetylpyridine (2apy) and N(1)-monodentately binding 2 [4, 5] ) and biological activity ([Au(2bz � py * )Cl 2 ] is an inhibitor of cathepsin cysteine proteases [9] ). Although two X-ray structures were reported for these compounds (trans-[Pd(2bz � py) 2 Cl 2 ]-CCDC 782241 [7] and [Au(2bz � py * )Cl 2 ]-PUKYAV [1] ; all refcodes derived from the Cambridge Structural Database [10] ), they remain insufficiently characterized from the spectroscopic point of view. e 1 [8, 9] , while the 15 N NMR spectra were never described.
In the past, we studied 1 H, 13 [11, 13] ). However, H(6) deshielding is larger than in both latter complexes (Δ H(6) coord : 0.22-0.39 ppm versus 0.15 ppm and 0.14 ppm [11, 13] [11, 13] (6) coord : −0.44 ppm versus −0.12 ppm and 0.44 ppm [11, 13] [12, [26] [27] [28] , 2bzpy [13, 29, 30 ], 2-phenoxypyridine and 2-phenylsulfanylpyridine [31] , 2-phenylaminopyridine, and 2-phenyl(N-methyl)aminopyridine [31, 32] [13, 29, 30] Tables 2  and 3 , respectively.
In [Au(2apy * )Cl 2 ] the nitrogen-adjacent C(2) and C(6) atoms are shielded up to ca. 3 ppm, while the other heterocyclic carbons are deshielded up to ca. 7 ppm; the average effect for the whole pyridine ring is deshielding (mean Δ C(2)−C(6) coord value: 2.4 ppm). e Au-bonded acetyl carbon is deshielded by as much as ca. 32 ppm, whereas the uncoordinated carbonyl group remains nearly unaffected (shielding by ca. 2 ppm), which con�rms the suggested N(1), CH 2 -chelation mode.
e Au(III) or Pd(II) complexation of 2bz � py results in the predominant deshielding of pyridine ring carbons, up to ca. 5 ppm; the average effects (mean Δ C(2)−C (6) [12] . So large differences between relatively similar compounds are probably caused by the fact that C(2 � ) deshielding is the overall result of carbon deprotonation and its subsequent auration, both effects being of opposite sign and comparable magnitude. e other heterocyclic carbons are variously affected: the quaternary C(2) and C(1 � ) atoms are shielded by ca. 8-9 ppm, while the CH ones are rather deshielded, up to ca. 7 ppm. On average, the 13 C deshielding is noted (pyridine ring-mean Δ e protonation of 2bz � py results in variable effects within both heterocyclic rings: from ca. 5 ppm shielding of C(6) to ca. 11 ppm deshielding of C(4) (the C(2) signal was not detected); a similarly complicated 13 C NMR pattern was noted for 2bzpyH + cations [13] . e carbonyl group is surprisingly shielded by as much as ca. 7 ppm, which may suggest its partial protonation and an equilibrium between N(1)-and CO-protonated forms of 2bz � pyH + . e Au(III) or Pd(II) complexation of 2bz � py results in large N(1) with shielding, this effect being ca. 16 2 Cl 2 ] complexes with N(1)-monodentately bonded azines (L = pyridine; 2-, 3-, 4-methylpyridine; 2,3-, 2,4-, 2,6-, 3,5-dimethylpyridine; 2,4,6-trimethylpyridine; 2-, 3-, 4-phenylpyridine; 2bzpy [11, 13, 21, 22, 34, 35] 
